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EXPERIMENTAL DETAILS GENERAL
Palladium(II) tetraphenyltetrabenzoporphyrin (PS) was purchased from Chemodex (St. Gallen, Switzerland) and Mn 2 (CO) 10 was purchased from abcr GmbH (Karlsruhe, Germany), and were both stored at 4 °C in the dark. Polycaprolactone (Capa TM 6800, Perstorp, Malmö, Sweden) with mean molecular weight of Mw ∼ 80,000 g mol −1 was used for electrospinning. Dichloromethane (DCM) for electrospinning purposes was purchased from Fisher Scientific (Schwerte/Geisecke, Germany) and used without further purification. Optical microscopy was performed with a Leica DM 2700 M microscope.
UV-VIS ABSORPTION AND EMISSION SPECTROSCOPY
UV-Vis absorption and emission spectroscopy were conducted in a fiber-optic setup ( Figure S1 ). All optical parts were connected with 400 or 600 µm diameter multimode optical fibers (Avantes, FC-UV400-2/FC-UV-600-2), that were suitable for the UV-Vis range (200 -800 nm). Typically, 3.0 mL of sample was placed in a macro fluorescence cuvette (Hellma, 111-QS) in a temperature-controlled cuvette holder with stirring (Avantes, CUV-UV/VIS-TC) set to 20 °C. Optionally, before the measurement the sample was deoxygenated by bubbling N 2 through the solution for 30 min and afterwards kept under N 2 atmosphere. The sample was excited sideways with a Ø 4 mm collimated light beam from either a 10 mW 635 nm laser (Laserglow, LRD-0635) or 2.9 mW 405 nm laser (Integrated Optics, Matchbox series 405 nm). The excitation power was measured using a S310C thermal sensor connected to a PM100USB power meter (Thorlabs). UV-Vis absorption spectra were measured using a halogen-deuterium lamp (Avantes Avalight-DHc) as light source and a diode-array spectrometer (Avantes 2048L StarLine), both connected with optical fibers to the cuvette holder at a 180° angle and both at a 90° angle with respect to the irradiation direction. Luminescence emission spectra were measured using the same detector but with the UV-Vis light source switched off. To visualize the spectrum without interference from scattered laser light, the emission was filtered through a 633 nm notch filter (Thorlabs NF-633). All spectra were recorded with Avantes Avasoft 8 and further processed with Microsoft Office Excel and Origin Pro. Figure S1 . Setup used for UV-Vis absorption and emission spectroscopy. Legend: irradiation source (1), halogen-deuterium lamp (2), cuvette holder (3) with sample cuvette (4) and optional 633 nm notch filter (5), diode array spectrometer (6), and optical fibers (7). 
EMISSION SPECTROSCOPY ON NON-WOVEN SOLID MATERIALS
Emission spectroscopy on solid samples was performed with a fiber-optic setup ( Figure S2 ). The nonwoven material was cut with a chirurgical knife in pieces of ca. 1 × 1 cm and attached on the bottom of a 3 cm tall cuvette using adhesive tape. The cuvette was placed in a temperature-controlled cuvette holder and the sample cavity was purged with nitrogen for 5 min. The sample was excited from the top through a bifurcated fiber connected to a 635 nm laser (10 mW). The light was collimated to a 2.5 mm diameter beam with a fiber coupled lens (Avantes, COL-UV/VIS). The emitted light was collected with the same lens, led through the other fiber of the bifurcated fiber to a filter holder containing a 633 nm notch filter (Thorlabs NF-633), and thereafter to a diode-array spectrometer. These emission measurements were performed in triplicate. Figure S2 . Setup used for emission spectroscopy of non-woven materials. Legend: 635 nm laser as excitation source (1), nitrogen gas line (2), bifurcated optical fiber (3), collimating lens (4), cuvette holder (5), sample attached to the bottom of a 3 cm cuvette (6), filter holder with a 633 nm notch filter (7), optical fiber (8), diode array spectrometer (9).
LIQUID-STATE ATR-IR SPECTROSCOPY
Liquid state ATR-IR spectroscopy was performed using a Bruker Tensor 27 infrared spectrometer with liquid nitrogen cooled detector and a silicon half-sphere attenuated total reflection probe chamber. On top of the half sphere, an open glass tube was clamped to hold liquid state samples. 1 mL DMA solution containing 200 µM PS and 10 mM Mn 2 (CO) 10 was placed into the chamber. Since stirring was not directly possible, the sample was agitated using a gentle air flow. The sample was irradiated from above using a collimated laser beam (635 nm, 150 mW or 405 nm, 16 mW). Spectra were taken every 3 or 15 min using OPUS software and further processed using Origin Pro software. The spectra were corrected for baseline (pure DMA used as blank) and baseline drift.
PHOTOCHEMICAL CO-RELEASE
Carbon monoxide release was quantified using a CO sensor (Dräger PAC 7000) in a closed desiccator. The sensor was calibrated in 100 ppm CO calibration gas (Dräger) before use. In all measurements, the CO concentration was recorded every 30 s. When closed, the desiccator leaked ca. 1.5% CO per hour ( Figure S10 ). Different setups were used for liquid and solid samples ( Figure S3 ). For liquid samples, the desiccator was fitted with a cuvette holder that was placed centrally in the desiccator ( Figure S3a) . A 1×1×3 cm (l×w×h) cuvette was used and typically filled with 1 mL solution and a stirring bar. Together, the free space inside the desiccator had a volume of 0.65 L. Irradiation was done from above with either a fiber coupled 405 nm laser (Integrated Optics, Matchbox series 405 nm) or 635 nm laser
(Laserglow, LRD-0635) that was connected to a collimating lens inside a custom-made Teflon stopper, thereby producing a ca. 3 mm diameter light beam through the solution. Optionally the desiccator was purged with N 2 for 30 min while the solution was bubbled with N 2 . For solid samples, the lid of the desiccator was fitted on a metal base to warrant a smaller measurement volume (V = 0.14 L) and therefore higher measurement accuracy ( Figure S3b ). In this case, the stopper was fitted with an optical fiber that ended in a 2 mm diameter spherical light diffuser (Medlight SD200) designed for photodynamic therapy. The polymer samples were folded around this diffuser bulb. Because the irradiation was transmitted isotropically, the irradiation intensity was measured using a calibrated integrating sphere setup, reported elsewhere (Askes, Bonnet et al., J. Phys. Chem. B 2017, 121, 780). Figure S3 . Closed desiccator setups used for measurement of photochemical CO-release of liquid (a/b) and solid samples (c/d). Legend: irradiation source (1), optical fiber (2), desiccator (3), stopper with collimating lens (4), cuvette with sample (5), CO sensor (6), stirring plate (7), spherical light diffuser (8), polymer sample wrapped around the diffuser tip (9), metal base (10).
PREPARATION OF FABRICS USING ELECTROSPINNING
Non-woven polymer fabrics PCL, PCL-Mn, PCL-PS, and PCL-Mn-PS were prepared with a commercial air-conditioned electrospinning machine (E-Spintronic, Erich Huber GmbH, Germany) in dimmed light conditions and under control of temperature and air humidity. As polymer, we selected a commercially-available polycaprolactone (PCL; Capa TM 6800), which is degradable, flexible, easily pigmented, and supports molecular diffusion (T glass = -60 °C). The conditions for each preparation are given in Table S1 . As an example, the preparation of PCL-Mn-PS is described here. A solution containing 8.17 g dichloromethane (DCM), 817 mg PCL, 0.4 mg PS, and 90.7 mg Mn 2 (CO) 10 was prepared by first dissolving the polymer and then adding PS and Mn 2 (CO) 10 shortly before electrospinning. The solution was placed in a 10 mL plastic syringe on an integrated infusion pump set at a feed rate of 1.5 mL/h. The syringe was connected via a 35 cm PTFE tube (Intra special catheters, Germany) to a stainless-steel straight-end hollow needle (Ø 0.4 mm) that acted as nozzle. 23 cm below, a grounded glass mirror (28 S5 × 28 cm) was used as collector plate. The potential difference between nozzle and collector plate was set at 30 kV. Each fabric was produced by electrospinning 0.5 mL of the feed solution. The fabrics were stored under nitrogen in the dark and used in experiments within 10 days. PCL-Mn-PS and PCL-PS were clearly green, PCL-Mn was light-yellow, and PCL was white (Figure 3b and Figure S17 ). The UV-Vis absorption spectrum after dissolving PCL-Mn-PS in chloroform confirmed the presence of both compounds ( Figure S18 ). ATR-IR spectra of PCL-Mn and PCL-Mn-PS showed the typical CO-stretches of Mn 2 (CO) 10 at 1976, 2008, and 2045 cm -1 (Figure S25 ), similar to the spectrum in DMA solution ( Figure  2d ). The manganese content of the fabrics was determined using Inductively Coupled Plasma Optical Emission Spectroscopy (ICP-OES), giving values of 5.3 ± 0.5 % and 3.3 ± 0.5 % for PCL-Mn and PCL-Mn-PS, respectively. 
SCANNING ELECTRON MICROSCOPY (SEM)
The microscopic morphology was imaged by means of a Zeiss Supra 55VP field-emission scanning electron microscope (SEM; Zeiss, Oberkochen, Germany). As substrate material, gold-sputtered silicon wafers were used to ensure sufficient electric conductivity for imaging. The images were taken with a SE2 detector using 5 keV excitation energy. Figure S4 . Evolution of the UV-Vis absorption spectrum of a solution of Mn 2 (CO) 10 in DMA (100 µM) during 405 nm light irradiation (2.9 mW) in air. Time between spectra is 1 min. The inset shows the absorbance in time at 340 nm (black, α). Figure S10 . Leakage of CO in time from the closed desiccator in which CO was measured ( Figure S3a and b) . A 1.0 mL solution of Mn 2 (CO) 10 solution in DMA (1.0 mM) was irradiated with 405 nm (5.5 mW) in air while the CO concentration was measured. After the reaction was completed, CO slowly leaked away from the container at a rate of 1.5% per hour (linear fit shown by the red line). Thus, leakage was negligible in the time span of the regular CO release measurements (1 -2 h). Figure S11 . Reproducibility of CO-release measurements with blue light: CO concentration versus time during blue light irradiation (5.5 mW 405 nm) in air of a 1 mL DMA solution containing 1.0 mM Mn 2 (CO) 10 and 20 µM PS. Error bars represent standard deviation (three technical replicates, N = 3). The amount of CO released after 60 min was 172 ± 8 ppm or 4.7 ± 0.2 µmol. The initial rate of CO production was 10 ppm/min (0.167 ppm/s) or 4.5 nmol/s. Taking into account the photon flux (5.5 mW 405 nm; 1.9 × 10 -8 Einstein/s) and the probability of absorption (absorbance at 405 nm = 2.6 for 1 cm path length, P abs = 1 -10 -A = 0.997), the initial overall quantum yield of CO release (defined as the number of CO molecules released per unit time divided by the number of photons absorbed per unit time) was calculated to be 24 %. Perspective of this work:
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Future work should elucidate how general this sensitization mechanism is, whether it can be used for sensitizing more thermally stable photoCORMs embedded in clinically more relevant solid materials or nanoparticles, or whether activation can be triggered using light in the near-infrared region.
